Recently we reported the structure revision of two polyoxygenated sterols, (24S)-24-ethylcholest-8-ene-3,5,6,7-tetraol and (24S)-24-ethylcholest-8(14)-ene-3,5,6,7-tetraol, from the marine sponge Neofibularia nolitangere [1] . A thorough investigation of the literature data of the polyoxygenated sterols from natural sources revealed that the structure of (22E)-ergosta-7,22-diene-3,5,6,9,14-pentol (1), isolated from the spores of the medicinal mushroom Ganoderma lucidum, would need to be revised ( Figure 1 ) [2] . During our studies on the sterol constituents from Japanese mushrooms [3] , we reported the isolation and structure elucidation of a polyoxygenated sterol having the same C/D ring system as that of 1, 3,5,9,14-tetrahydroxy-(22E)ergosta-7,22-dien-6-one (2), from the edible mushroom Pleurotus ostreatus ( Figure 1 ) [4] . Comparison of the 1 H and 13 C NMR data of 1 for the C/D ring system with that of 2 indicated that the reported NMR data do not fit well with the proposed structure 1. Consequently, the proposed structure for 1 is doubtful and reexamination of its structure was necessary. In this paper we report the structure revision of 1.
In the 13 C NMR data of 1 and 2, there were large differences in the chemical shift values for skeletal positions C-12, C-15, and C-17 (Table 1 ). In particular, the 13 C NMR chemical shift values  C 28.5 (C-12) and 50.5 (C-17) in 2 were attributed to the -gauche effect of the 14-hydroxy group, as compared with 3,5,9-trihydroxy- [4] , suggesting that the difference in the C/D ring system between 1 and 2 was traced to differences in the stereochemistry of the hydroxy group at C-14. On the other hand, we reported 3,5,9,14tetrahydroxy-(22E)-ergosta-7,22-dien-6-one (4), the epimer of 2 at C-14, from the edible mushroom Tricholoma matsutake (Figure 1 ) [5] . The 13 C NMR data of 4 for skeletal positions C-11 -C-18 were coincident with that of 1 (Table 1) . Thus, the orientation of the C-14 hydroxy group of 1 should be revised as . As additional proof, in comparison with the reported 1 H NMR data of the H-18 methyl group of 1 recorded in CD 3 OD ( H 1.00) with that of C 5 D 5 N ( H 1.42) [2] , a pyridine-induced deshielding effect [6] [7] [8] was observed ( C5D5N - CD3OD ;  +0.42 ppm), as was the case with 4 [5] , supporting that the C-14 hydroxy group of 1 has a  configuration ( Figure 2 ). Figure 2 ). From the above data, the structure of 1 was revised to the new structure (22E)-ergosta-7,22-diene-3,5,6,9,14-pentol (5) . The 3,5,6,9,14-pentahydroxy moiety is unprecedented in the natural sterols previously known. 
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